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[57] ABSTRACT 

A sensor for detection of a trace ?uid component in a ?uid 

environment, comprising: a piezoelectric crystal having a 
fundamental resonant frequency in response to an applied 
oscillating electric ?eld; a coating on the piezoelectric 
crystal of a sensor material Which is reactive With the trace 
?uid component to yield a solid interaction product of 
changed mass in relation to initial mass of the sensor 
material interacting With the trace ?uid component to yield 
the solid interaction product; means for applying an oscil 
lating electric ?eld to the piezoelectric crystal Which gen 

erates an output resonant frequency therefrom; means for sampling the output resonant frequency of the piezoelectric 

crystal While the oscillating electric ?eld is applied thereto, 
(ii) determining the change in resonant frequency from the 
fundamental resonant frequency that occurs on formation of 
the solid interaction product When the sensor material inter 
acts With the trace ?uid component in the ?uid environment, 
and (iii) generating an output indicative of the presence of 
the trace ?uid component in the environment; and means for 
?oWing ?uid from the ?uid environment to the coating on 
the piezoelectric crystal so that the trace ?uid component 
When present reacts With the coating to form the solid 
interaction product; Wherein the coated piezoelectric crystal 
exhibits a frequency response rate to the trace ?uid compo 
nent in the range of from about 0.001 to about 1000 
Hertz/min/(part-per-million of the ?uid component). The 
sensor may be utilized for sensing of breakthrough in dry 
scrubbing of gases in semiconductor manufacturing, as Well 
as for sensing of contaminant and hazardous gas species in 
ambient ?uid environments, for environmental monitoring 
applications. 

15 Claims, 6 Drawing Sheets 
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PIEZOELECTRIC END POINT SENSOR FOR 
DETECTION OF BREAKTHROUGH OF 

FLUID, AND FLUID PROCESSING 
APPARATUS COMPRISING SAME 

BACKGROUND OF THE INVENTION 

1. Field of the Invention 

The present invention relates to a sensor for detection and 
monitoring of loW/trace concentration ?uid components, to 
a ?uid processing apparatus and method utilizing same. The 
sensor apparatus and method of the invention have utility, 
inter alia, as an end point detector for the semiconductor 
manufacturing industry. 

2. Description of the Related Art 

In the conventional use of dry scrubbers, i.e., sorbent beds 
that reactively remove undesired components of gas streams 
?oWed therethrough, it is critically important that the 
approach of the bed to exhaustion of its removal capacity 
thereof be accurately determinable. If the exhaustion of the 
removal capability of the bed is not detected by operating 
personnel, then gas requiring treatment Will pass untreated 
through the bed and be passed to discharge, disposal or other 
process steps, still containing the components desired to be 
removed from such treatment ef?uent. 

Such non-treatment, or inadequate treatment as the point 
of exhaustion is approached, may entail severe conse 
quences. By Way of example, dry scrubbers are used exten 
sively in the semiconductor manufacturing industry, Where 
the scrubber is employed to abate haZardous gases from the 
ef?uent from the processing plant, or speci?c operating 
components thereof. The failure to detect exhaustion of the 
scrubber bed thus may result in deleterious exposure of 
facility personnel to haZardous gases, as Well as environ 
mental contamination in the ambient surroundings of the 
semiconductor process facility. Additionally, incidents have 
been reported in Which eductor devices doWnstream of 
scrubbers have experienced plugging When impurities have 
broken through the scrubbers Without being detected. 

Accordingly, it has been common practice either to 
require change-out of the scrubber bed, viZ., replacement of 
the scrubber material in the bed With fresh scrubber medium, 
Well prior to the actual exhaustion of the scrubber bed, i.e., 
With a substantial safety margin in respect of the operating 
life of the scrubber bed, or else to deploy monitors that 
detect actual or incipient breakthrough of the scrubbable 
components in the gas stream egressing the scrubber bed. 

The ?rst alternative, of change-out of the scrubber mate 
rial Well in advance of the exhaustion of the capacity of the 
scrubber bed, although effective in terms of preventing 
discharge of scrubbable components in the ef?uent gas, is 
inef?cient in respect of the Wastage of scrubber medium 
Which could otherWise be employed to remove the scrub 
bable component, so that the effective capacity of the 
scrubber bed is not utiliZed. As a result, the scrubber bed 
must be oversiZed to accommodate the unused scrubber 
material. 

The second alternative, of using monitors that detect 
actual or threshold breakthrough of the scrubbable compo 
nents in the scrubber beds, is expensive, and involves the use 
of costly devices Which additionally require signi?cant 
maintenance (involving replacement of consumable 
elements, e.g., the frequent change of color tapes in 
so-called MDA monitors, or frequent change of cells in 
monitors such as those commercially available under the 
trademark Enmet), require inline recalibration not 
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2 
infrequently, and in some instances do not to measure the 
impurity species properly. In general, problems of cost, 
accuracy and reliability plague the existing commercially 
available monitors in application to scrubbing systems. 
Another application in Which the detection of loW or trace 

concentrations of impurities is carried out is the monitoring 
of air or other ambient gases for the presence of trace 
haZardous gases. The systems currently commercially avail 
able such as the aforementioned MDA monitors or KitagaWa 
tubes, are either costly or else do not provide useful read 
outs. The MDA monitor is sensitive only doWn to concen 
tration levels on the order of about 5 ppm, and readings 
beloW that level are inaccurate. 

Accordingly it Would be a signi?cant advance in the art to 
provide a loW cost, accurate, reliable, and easy fabricated 
and operated sensor device for monitoring of impurity 
species in ?uid environments, such as gas steams discharged 
from a scrubber bed, or ambient gas environments Which are 
menitored for the presence of contaminants. 

It is another object of the invention to provide a highly 
sensitive and selective detection system for determining the 
presence of impurity species in ?uid environments. 

It is a further object of the invention to provide an end 
point detector for sensing the breakthrough of impurity 
species in such operations as dry scrubbing of process gases. 

Other objects and advantages of the invention Will be 
more fully apparent from the ensuing disclosure and 
appended claims. 

SUMMARY OF THE INVENTION 

In one aspect, the present invention relates to a sensor for 
detection of a trace ?uid component in a ?uid environment. 

Such sensor may comprise: 
a pieZoelectric crystal having a fundamental resonant 

frequency in response to an applied oscillating electric 
?eld; 

a coating on the pieZoelectric crystal of a sensor material 
Which is reactive With the trace ?uid component to 
yield a solid interaction product of changed mass in 
relation to initial mass of the sensor material interacting 
With the trace ?uid component to yield the solid inter 
action product; 

means for applying an oscillating electric ?eld to the 
pieZoelectric crystal Which generates an output reso 
nant frequency therefrom; 

means for sampling the output resonant frequency of 
the pieZoelectric crystal While the oscillating electric 
?eld is applied thereto, (ii) determining the change in 
resonant frequency from the fundamental resonant fre 
quency that occurs on formation of the solid interaction 
product When the sensor material interacts With the 
trace ?uid component in the ?uid environment, and (iii) 
generating an output indicative of the presence of the 
trace ?uid component in the environment; and 

means for ?oWing ?uid from the ?uid environment to the 
coating on the pieZoelectric crystal so that the trace 
?uid component When present reacts With the coating to 
form the solid interaction product; 

Wherein the coated pieZoelectric crystal exhibits a fre 
quency response rate to the trace ?uid component in the 
range of from about 0.001 to about 1000 HertZ/min/ 
(part-per-million of the ?uid component). 

Preferably the coated pieZoelectric crystal exhibits a fre 
quency response rate to the trace ?uid component in the 
range of from about 0.01 to about 100 HertZ/min/(part-per 
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million of the ?uid component); more preferably, such range 
is from about 0.1 to about 50 HertZ/min/(part-per-million of 
the ?uid component); and most preferably such range is 
from about 0.5 to about 10 HertZ/min/(part-per-million of 
the ?uid component). 

The means for ?oWing ?uid from the ?uid environment to 
the coating on the pieZoelectric crystal may for eXample 
comprise a passage having appropriate geometry, e.g., 
length to diameter characteristics, and/or containing a ?oW 
limiting structure such as a frit or ?oW-restricting ori?ce, so 
that the ?oW of ?uid to the coating is maintained at a level 
Which is consistent With good sensitivity and useful sensor 
life. 

In such sensor, the pieZoelectric crystal may for eXample 
comprise a pieZoelectric silica crystal. The coating of sensor 
material usefully may comprise a chemisorbent material 
Which is chemically reactive With the trace ?uid component. 
Useful pieZoelectric crystals include those having a funda 
mental resonant frequency in the range of from about 1 
megahertZ to about 10 megahertZ. 

In the sensor of the invention, the means for sampling 
the output resonant frequency of the pieZoelectric crystal 
While the oscillating electric ?eld is applied thereto, (ii) 
determining the change in resonant frequency from the 
fundamental resonant frequency that occurs on formation of 
the solid interaction product When the sensor material inter 
acts With the trace ?uid component in the ?uid environment, 
and (iii) generating an output indicative of the presence of 
the trace ?uid component in the environment, may comprise 
means such as a circuit including therein a cascaded array of 
frequency counters. 

The sensor may be constructed and arranged so that the 
output indicative of the presence of the trace ?uid compo 
nent in the environment, comprises a calculated concentra 
tion of said trace ?uid component in said environment. 

In one embodiment of the invention, the sensor further 
comprises a ?oW control means for controllably ?oWing a 
selected ?oW rate of ?uid from the ?uid environment into 
contact With the sensor material on the pieZoelectric crystal, 
and the aforementioned means for performing functions (i), 
(ii) and (iii), comprise computational means for determining 
the calculated concentration of the trace ?uid component in 
the ?uid environment, in accordance With the algorithm: 

Wherein: 
dF/dt is the time-variant differential rate of change of 

frequency from the fundamental resonant frequency of 
the pieZoelectric crystal coated With the sensor material 
as sampled by the means for performing functions (i), 
(ii) and (iii); 

6 is a proportionality constant; 
[Ci] is the concentration of the trace ?uid component; and 
Q is the volumetric ?oW rate of the ?uid of the ?uid 

environment. 
The sensor in another embodiment further comprises a 

?oW passage accommodating ?oW therethrough of ?uid of 
the ?uid environment, and having a diffusional ?oW restric 
tor in the passage, arranged in relation to the sensor material 
to permit substantially only diffusional ?oW from the ?oW 
passage through the diffusional ?oW restrictor to the sensor 
material. Such diffusional ?oW restrictor additionally is 
constructed and arranged to prevent particulate solids in the 
?uid environment from contacting the sensor material. 

The sensor may further comprise means for removing 
substantially all sensor material-interactive components 
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4 
other than the selected trace ?uid component from the ?uid, 
before the ?uid contacts the sensor material. Such removing 
means may advantageously comprise a chemisorbent 
medium having sorptive af?nity for sensor material 
interactive components other than the selected trace ?uid 
component. 
The sensor material in one aspect may comprise a thin 

?lm metal, such as copper, Zinc, silver, aluminum, 
chromium, or the like. 

In another aspect, the invention relates to a ?uid scrubbing 
assembly for processing of impurity-containing ?uid, com 
prising: 

a scrubber vessel containing a dry scrubber composition 
having sorptive affinity for impurity in the impurity 
containing ?uid; 

means for introducing impurity-containing ?uid to the 
scrubber vessel for contacting With the dry scrubber 
composition therein to remove impurity from the 
impurity-containing ?uid, and yield treated ?uid; 

means for discharging treated ?uid from the scrubber 
vessel; 

a sensor for detection of impurity in the treated ?uid, such 
sensor comprising: 
(I) a pieZoelectric crystal having a fundamental reso 

nant frequency in response to an applied oscillating 
electric ?eld; 

(II) a coating on the pieZoelectric crystal of a sensor 
material Which is reactive With the impurity to yield 
a solid interaction product of changed mass in rela 
tion to mass of the sensor material interacting With 
the impurity to yield the solid interaction product; 

(III) means for applying an oscillating electric ?eld to 
the pieZoelectric crystal Which generates an output 
resonant frequency therefrom; 

(IV) means for sampling the output resonant fre 
quency of the pieZoelectric crystal While the oscil 
lating electric ?eld is applied thereto, (ii) determin 
ing the change in resonant frequency from the 
fundamental resonant frequency upon formation of 
the solid interaction product When the sensor mate 
rial interacts With impurity in the treated ?uid, and 
(iii) generating an output indicative of the presence 
of the impurity in the treated ?uid; and 

means for ?oWing at least a portion of the treated ?uid to 
the sensor for determining, by the output indicative of 
the presence of impurity, When breakthrough of impu 
rity has occurred in the dry scrubber composition in 
said vessel. 

A further aspect of the invention relates to a process for 
monitoring a ?uid stream for determining presence of a 
selected component therein, such process comprising: 

providing a sensor for detection of the selected compo 
nent in the ?uid stream, such sensor comprising: 
(A) a pieZoelectric crystal having a fundamental reso 

nant frequency in response to an applied oscillating 
electric ?eld; 

(B) a coating on the pieZoelectric crystal of a sensor 
material Which is reactive With the selected compo 
nent to yield a solid interaction product of changed 
mass in relation to initial mass of the sensor material 
interacting With the selected component to yield the 
solid interaction product; 
applying an oscillating electric ?eld to the pieZoelec 

tric crystal Which generates an output resonant 
frequency therefrom; 

sampling the output resonant frequency of the pieZo 
electric crystal While the oscillating electric ?eld is 
applied thereto; 
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determining the change in resonant frequency from 
the fundamental resonant frequency upon forma 
tion of the solid interaction product When the 
sensor material interacts With the selected com 
ponent in the ?uid stream; and 

generating an output indicative of the presence of the 
selected component in the ?uid stream. 

In such process, the step of generating the output indica 
tive of the presence of the selected component in the ?uid 
stream, comprises determining via a programmed computer 
a calculated concentration of the selected component in the 
?uid stream. 

The process may further comprise controllably ?oWing at 
least a portion of the ?uid stream at a selected ?oW rate in 
contact With the sensor material on the pieZoelectric crystal, 
and determining the calculated concentration of the selected 
component in the ?uid stream, in accordance With the 
algorithm: 

Wherein: 
dF/dt is the time-variant differential rate of change of 

frequency from the fundamental resonant frequency of 
the pieZoelectric crystal coated With the sensor material 
as sampled; 

6 is a proportionality constant; 
[C,-] is the concentration of the selected component in the 

?uid stream; and 
Q is the volumetric ?oW rate of the ?uid stream. 
In the process of the invention, the selected component 

may for eXample comprise a halide gas. By Way of further 
example, the selected component may comprise a gas such 
as boron trichloride, boron tri?uoride, hydrogen chloride, 
chlorine, ?uorine, hydrogen ?uoride, etc. 

The process of the invention may be carried out With the 
sensor being constructed and arranged to be contacted by 
only a restricted part or portion of a main gas ?oW stream in 
a process system, so that the cumulative concentration of the 
impurity species reactive With the coating material on the 
pieZoelectric crystal does not rapidly consume the coating 
and deplete the capacity of the sensor to detect the impurity 
species over a useful lifetime of operation. 

In another aspect, the coated crystal is arranged in the 
sensor apparatus in relation to the ?uid ?oW stream so that 
the coated pieZoelectric crystal eXhibits a frequency 
response rate to the trace ?uid component in the range of 
from about 0.001 to about 1000 HertZ/min/(part-per-million 
of the ?uid component), preferably in the range of from 
about 0.01 to about 100 HertZ/min/(part-per-million of the 
?uid component), more preferably in the range of from 
about 0.1 to about 50 HertZ/min/(part-per-million of the ?uid 
component), and most preferably in the range of from about 
0.5 to about 10 HertZ/min/(part-per-million of the ?uid 
component). Such arrangement may for eXample entail the 
sampling by the coated pieZoelectric crystal of a slip-stream 
or side-stream of a main ?oW of process ?uid, or the 
restricted access of the main ?oW of ?uid to the coated 
pieZoelectric crystal. 

In another aspect, the invention relates to a ?uid scrubbing 
process for treating impurity-containing ?uid, comprising: 

contacting impurity-containing ?uid With a dry scrubber 
composition to remove impurity from the impurity 
containing ?uid, and yield treated ?uid; 

detecting impurity in the treated ?uid, by the steps com 
prising: 
providing: 
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6 
(I) a pieZoelectric crystal having a fundamental reso 

nant frequency in response to an applied oscillat 
ing electric ?eld; and 

(II) a coating on the pieZoelectric crystal of a sensor 
material Which is reactive With the impurity to 
yield a solid interaction product of changed, e.g., 
increased or decreased, mass in relation to initial 
mass of the sensor material interacting With the 
impurity to yield the solid interaction product; 

applying an oscillating electric ?eld to the pieZoelectric 
crystal Which generates an output resonant frequency 
therefrom; 

sampling the output resonant frequency of the pieZo 
electric crystal While the oscillating electric ?eld is 
applied thereto; 

determining the change in resonant frequency from the 
fundamental resonant frequency incident to the for 
mation of the solid interaction product When the 
sensor material interacts With impurity in the treated 
?uid; 

generating an output indicative of the presence of the 
impurity in the treated ?uid; and 

?oWing at least a portion of the treated ?uid to the 
sensor for determining, by the output indicative of 
the presence of impurity, When breakthrough of 
impurity has occurred in the dry scrubber composi 
tion. 

Other aspects, features and embodiments of the invention 
Will be more fully apparent from the ensuing disclosure and 
appended claims. 

BRIEF DESCRIPTION OF THE DRAWINGS 

FIG. 1 is a ?oW restricting ori?ce such as may be usefully 
employed in the broad practice of the invention, to limit the 
?oW of impurity-containing gas to a pieZoelectric crystal 
sensor of the invention. 

FIG. 2 is a schematic vieW of a dry scrubber system 
featuring a pieZoelectric crystal sensor assembly according 
to one embodiment of the invention. 

FIG. 3 is a sensor assembly for a scrubber system, 
according to another embodiment of the invention. 

FIG. 4 is a sensor assembly for a scrubber system, 
according to still another embodiment of the invention. 

FIG. 5 is a graph of frequency response as a function of 
time, for a Zn electrode pieZoelectric crystal sensor, in 
exposure to HCl at 5 ppm concentration and 2500 ppm 
Water. 

FIG. 6 is a graph of frequency response as a function of 
time, for a Ag pieZoelectric crystal electrode sensor, in 
response to HCl at 5 ppm concentration and 2500 ppm 
Water. 

FIG. 7 is a graph of frequency as a function of Water 
concentration, in ppm, shoWing the frequency response of a 
Zinc electrode pieZoelectric crystal sensor, determined With 
BCl3. 

FIG. 8 is a graph shoWing Zinc electrode coated pieZo 
electric crystal sensor frequency response as a function of 
?oW in standard cubic feet of gas per minute (sccm), With 
varied ?oW at 5 ppm HCl and 2500 ppm Water. 

FIG. 9 is a graph of dHZ/dt, the rate of frequency change, 
as a function of chloride concentration, for a Zn electrode 
sensor device, at constant ?oW, temperature and pressure, at 
50 sccm and 2500 ppm Water conditions. 

FIG. 10 is a graph of frequency as a function of time, 
shoWing the response characteristics of a sensor represen 
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tative of the present invention, and the response character 
istics of an MDA sensor, With boron trichloride (BCl3). 

FIG. 11 is a graph of a How rate frequency response curve 
for a Zn electrode piezoelectric crystal sensor utilizing a 
How restricting ori?ce. 

FIG. 12 is a graph of the rate of change of frequency per 
unit of trace impurity, as a function of the How rate of the 
?uid stream containing such impurity, for a Zn electrode 
pieZoelectric sensor according to one embodiment of the 
invention, in Which a 5/16 inch ?oW restricting ori?ce is 
employed to restrict the How of the impurity (HCl) 
containing ?uid to the sensor. 

DETAILED DESCRIPTION OF THE 
INVENTION, AND PREFERRED 
EMBODIMENTS THEREOF 

The present invention utiliZes pieZoelectric crystals 
coated With electrode sensor materials such as thin metal 
?lm coatings of Cu, Zn, Ag, Al, Cr, etc., to provide highly 
sensitive detectors for halide and other gases, When the gases 
contact and react With the electrode sensor material under 
operating conditions. 

In the sensor of the invention, the pieZoelectric crystal 
coated With the electrode sensor material is subjected to an 
input frequency, such as by means of an appropriately 
constructed and arranged oscillator circuit coupled in opera 
tive relationship to the pieZoelectric crystal. The output 
frequency of the pieZoelectric crystal coated With the elec 
trode sensor material then is monitored and the change of the 
frequency in relation to the natural harmonic frequency of 
the coated crystal is determined, e.g., by a cascaded counter 
assembly. 
By this arrangement, the contacting of a halide gas With 

the coating material on the crystal Will cause a reaction to 
yield a metal halide reaction product of different mass than 
the initial mass of the metal on the crystal. As a result of such 
mass change, the frequency response characteristics of the 
coated crystal Will change, and this frequency change thus 
Will re?ect the presence of the halide component in the gas 
contacted With the coating ?lm on the pieZoelectric crystal. 

Accordingly, in the practice of the invention involving 
sensing of halide gaseous components, the frequency of an 
oscillator in the pieZoelectric crystal circuit thus may be 
readily monitored to detect halogenation of the electrode, 
involving chemical reactions such as the folloWing: 

It is readily feasible in the practice of the invention to 
tailor the reactivity of the coating material on the pieZoelec 
tric crystal, by choice of different materials, to obtain the 
appropriate desired sensitivity to different trace gases. For 
example, set out beloW are several illustrative thermody 
namic equilibrium constants, for the reaction of HCl With 
different electrode (pieZoelectric crystal coating) materials: 

From this list one Would predict that of these three 
pieZoelectric crystal coating materials, Zn Would be the most 
sensitive to HCl, and Ag Would be the least. In like manner, 
a desired sensitivity coating material can readily be selected, 
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8 
for various other and speci?c gas components of interest, in 
a given sensing or monitoring application of the present 
invention. 

In the broad scope of practice of the present invention, the 
pieZoelectric crystal features a coating of a material Which is 
interactive With the gas species of interest, to yield an 
interaction product Which alters the frequency response of 
the pieZoelectric crystal, so that the presence of the gas 
species is readily detectable in the gas contacted With the 
coated crystal. 

Thus, the coating material may suitably comprise a mate 
rial Which is irreversibly chemically reactive With the gas 
species of interest, to produce a reaction product Which is of 
a different mass than the original coating material, being 
either greater or smaller in magnitude in relation to the 
virgin coating on the crystal. 

In the use of coating materials Which are consumed in 
contact of the gas species of interest thereWith, the sensor 
coating can be consumed in scrubbing applications by 
breakthrough of impurities from the scrubber bed, so that the 
concentration of the impurities is suddenly increased from a 
Zero or near-Zero concentration to a high concentration. The 
coating can also be consumed in such scrubbing applications 
by a continuing loW level leakage in the scrubber system. If 
the lifetime of the scrubber bed is suf?ciently long, the 
sensor could be used up before the breakthrough of the 
scrubber bed occurs. An end point sensor product, therefore, 
needs to be designed to alert the user if there is a “gas alarm” 
condition indicative of breakthrough of the gas species from 
the scrubber bed, or a “system fault” condition indicative of 
a continuing leak of the gas species of interest Which has 
consumed a signi?cant portion of the coating material. The 
sensor system may therefore be constructed and arranged so 
that a gas alarm is tripped if a suf?cient rate of change of the 
frequency over time has occurred. The sensor system may 
also be constructed and arranged so that system fault Will 
occur if the life of the coated crystal has been terminated, or 
if the capacity of the sensor coating has been substantially 
exhausted before a suf?ciently large rise in frequency has 
been obtained. 

This gas alarm and system fault distinction can be accom 
modated by measuring the differential frequency rate of 
change, dF/dt (F=frequency), and the change in frequency 
from the start of the life of the sensor. If a large dF/dt is 
measured, such measurement indicates the occurrence of 
breakthrough of impurity from the scrubber bed. If no large 
dF/dt is measured but the sensor response has damped out 
from Weight gain (of reaction product incident to leakage 
impurity reacting With the coating material sloWly over a 
period of time), such response damping indicates that the 
sensor has been consumed Without impurity breakthrough of 
the scrubber bed. 

This use of tWo “trip points,” indicative of impurity 
breakthrough as Well as signi?cant leakage consumption of 
the coating material, is unique in the design and operation of 
scrubber systems, and achieves a substantial advance in the 
art. 

As an illustrative embodiment of the invention, the fre 
quency response curve of a sensor system for sensing of 
chloride gases With a Zinc electrode coating on the pieZo 
electric coating can be described using the equation beloW. 
This equation contains a chloride gas concentration term, a 
gas ?oW rate term, and Water, pressure and temperature 
terms (the Water term re?ecting the presence of relative 
humidity moisture in the gas being sensed). Lifetime of the 
pieZoelectric crystal is not included in this equation because 
for the breakthrough or endpoint sensor used for scrubbing 
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applications, coating lifetime can be treated as linear and is 
therefore taken into account With a numerical constant, 0t, as 
a coef?cient in the equation. In other applications such as 
envirorunental monitor sensors, the sensor coating lifetime 
Will be re?ected as a separate term in the algorithm. The 
equation for the scrubber breakthrough sensor is: 

Wherein: 

F=frequency (HZ); 
ot=general coef?cient for chloride gas concentration, ?oW 

rate and Water concentration; 
b=pressure coef?cient Which is small relative to the ?rst 

term in the equation; and 
g=temperature coef?cient Which is small relative to the 

?rst term in the equation. 
For the use of the sensor in scrubber applications, the 

Water concentration variable, the pressure and the tempera 
ture noise terms are added to the constant, 0t. To avoid 
complications a neW constant for the simpli?ed equation 
Will be represented as k. The simpli?ed equation for the end 
point application then becomes: 

Wherein: 

k=proportionality constant Which includes the Water 
concentration, temperature coefficient, pressure coeffi 
cient and lifetime terms. 

With a Zinc coated sensor, kz40 HZ(min)_1(ppm)_1 
(lpm)_1 at a Water concentration of about 2500 ppm. This 
sensitivity is suf?ciently high so that breakthrough of impu 
rity in the scrubber bed can be detected Within a feW minutes 
of breakthrough transition ?rst occurring. Due to the ?rst 
order dependence on How in the above equation, it is 
important to have a constant knoWn ?oW through the sensor 
housing in Which the sensor element comprising the coated 
pieZoelectric crystal is disposed for contacting With the gas 
egressing the scrubber bed. 

Another issue Which is important in the scrubber bed 
applications of the invention is keeping particulates aWay 
from the sensor element, in order to avoid false alarms due 
to additional loading of the particulates on the crystal. 

To maintain such a constant How and to avoid contami 
nation of the sensor element With particulates, a frit or a How 
restrictor may be deployed in the gas ?oW passage, e.g, 
conduit, through Which the gas being sampled is ?oWed. 
Such ?oW restriction means may be employed to force the 
How to be purely or substantially diffusional in character, 
and it Will act as a particle ?lter at the same time. An 
example of such a How restrictor device 10 is shoWn in FIG. 
1, interposed betWeen conduit 12, Whose end 14 is joined to 
the sensor housing (not shoWn) and conduit 16, Whose end 
18 is joined to the manifold of the scrubber bed assembly 
(also not shoWn). 

The How restrictor may in a speci?c embodiment com 
prise a 1A“ te?on plug in a K1325 tee Which has a single 
5/i6“—18 tapped hole in it to alloW diffusion of the gas to the 
sensor. The single hole Will provide enough medium for gas 
to diffuse through Without clogging. 

If there are many particulates in the gas stream then in 
place of such a single hole ?oW restrictor, a porous frit may 
alternatively be utiliZed. 

In some instances, the gas being monitored for the pres 
ence of a speci?c halide may contain other halide species, or 
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10 
more generally, the coating material used in the sensor may 
be chemically reactive With a number of species in the gas. 
In such instances, it may be necessary to provide ancillary 
treatment of the gas to remove the species thereof Which are 
not of interest in the monitoring or detection process. 

For example, if the sensor is not selective for chloride gas 
of a speci?c type, but rather responds similarly to all three 
chloride gases in a gas containing BCl3, HCl and Cl2 Which 
is undergoing scrubbing treatment, then it may be desirable 
to install a guard column or other extraneous chloride gas 
removal means, upstream of the sensor receiving the gas 
being monitored. 

Thus, a reactive chemical removal agent for use in a guard 
column can be selected by examination of standard electrode 
potentials. For example, in the case of a tWo-component gas 
mixture (HCl and C12) Where the sensor is intended to 
selectively detect HCl but not C12, electrode potential analy 
sis shoWs that Fe(II) may be usefully employed in a guard 
column to obtain this selectivity. A positive net electrode 
potential (E°) yields a favorable reaction, and a negative E° 
yields an unfavorable reaction, in respect of the folloWing 
reactions: 

Cu or Cu(I) Would also be suf?cient for this purpose, as 
shoWn by the folloWing reactions: 

Pb or Ca Would not be suitable candidate materials for 
such purpose because they both react favorably With HCl 
and C12. 
To determine the proper species of removal agent for the 

guard column one must examine the standard electrode 
potentials of the components. If the addition of the electrode 
potentials for the tWo components is positive then the 
reaction is favorable, and if the addition is negative then the 
reaction Will not occur readily. There are many possible 
choices for materials Which Will selectively react With the 
gas component to be “masked” from exposur e to the sensor. 
Care must be exercised in this determination to pick a 
reactive component Which reacts only With the gas species 
to be masked, and not the gas species to be sensed by the 
pieZoelectric sensor. 

Modi?cation of the sensor coatings to provide oxidiZing 
characteristics may be utiliZed as a suitable technique to 
provide sensitivity to hydride gases. For example, oxidation 
of a Cu, Cr, or Ag electrode coating to the corresponding 
oxide salt may be carried out for such purpose. Such oxides 
react With the hydrides to form non-volatile salts (and 
hydrogen/Water). There is a net gain in Weight (relative to 
the starting sensor coating material) When such reaction 
occurs. Mass-sensitive pieZoelectric sensors can thus be 
used to readily and economically detect the occurrence of 
such reaction: 

As in the case of the chloride reactions, it is possible 
Within the broad scope of the invention to readily tailor the 
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reactivity of the sensor material and guard bed reactive 
material for a speci?c end use application of the present 
invention. 
As described, the sensor device of the present invention 

may be readily fabricated and deployed to provide accurate 
and reliable sensing of impurity species of interest in gas 
scrubbing applications of the type Wherein a solid scavenger 
or chemisorbent material having removal capability for the 
impurity is contacted With the gas to remove the impurity 
therefrom, and Wherein the sensor is utiliZed to determine 
the presence of breakthrough and/or leakage of the impurity 
from the bed or beds in the scrubbing system. 

The gas sensor of the present invention also has utility for 
environmental monitoring applications in Which the coated 
pieZoelectric crystal is provided to sense the presence of 
undesired components in a ?uid environment such as air or 
other ambient gases. 

FIG. 2 is a schematic vieW of a dry scrubber system 
featuring a pieZoelectric crystal sensor assembly according 
to one embodiment of the invention. This process system 
comprises a scrubber vessel 20 containing a quantity of a dry 
scrubber material 22 as a bed or mass in the vessel. The dry 
scrubber vessel 20 is arranged in receiving relationship to 
the process facility 24, Which discharges a Waste gas in line 
26. The Waste gas stream containing the impurity to be 
scrubbed from the gas enters the dry scrubber vessel in line 
26 for scrubbing therein to deplete the gas of scrubbed 
component. 

The dry scrubber vessel 20 has a vertically upstanding 
discharge conduit 28 disposed in the interior volume of the 
scrubber vessel, With its loWer end open to receive scrubbed 
gas for ?oW upWard in the conduit 28 and discharge there 
from at the open upper end of the conduit in the direction 
indicated by arroW M. The open upper end of the conduit 28 
terminating exteriorly of the scrubber vessel 20 may be 
arranged to discharge the scrubbed gas to an exhaust means 
of the process facility, or otherWise such conduit at its open 
upper end may be joined to other ?oW passage means or 
apparatus for further treatment and/or disposition of the 
scrubbed gas. 

The dry scrubber vessel 20 also has disposed therein and 
terminating exteriorly thereof a sampling conduit 30 receiv 
ing scrubbed gas at its open loWer end for ?oW upWardly 
therein. Exterior of the scrubber vessel 20, a guard bed 32 is 
provided in conduit 30 for removing from the scrubbed gas 
stream any extraneous impurities Which may react With the 
reactive coating of the pieZoelectric sensor 36, and thereby 
adversely affect the sensor’s accuracy for the impurity 
species of interest. 

The guard bed may therefore contain a chemisorbent 
scavenger for the extraneous impurity species, so that the 
sample gas stream in conduit 39 is passed to the pieZoelec 
tric sensor depleted in such extraneous ?uid component(s). 
Intermediate the guard bed 32 and the pieZoelectric sensor 
36 is an optional ?oW restriction, Which may for example be 
of the type illustratively shoWn in FIG. 1, for the purpose of 
maintaining the ?oW rate of the sample gas passed to the 
pieZoelectric sensor at a level consistent With good operating 
life characteristics of the sensor. 
As an alternative ?oW restricting feature, the diameter of 

the conduit 30 may be signi?cantly less than the diameter of 
conduit 28, so that the side stream in conduit 30 is corre 
spondingly only a portion of the ?oW discharged from the 
vessel 20 in conduit 28. 
As a still further alternative ?oW restricting feature, the 

conduit 30 may With the conduit 48 doWnstream of the guard 
bed 32, form a main ?oW passage for discharge of scrubbed 
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12 
gas from the scrubber vessel (in lieu of, or in addition to, the 
conduit 28), and the conduit 39 may be provided With 
appropriate dimensions to attenuate the ?oW of gas to the 
pieZoelectric sensor 36. For example, the conduit 39 may 
have a diameter Which is smaller than the diameter of 
conduits 30 and 48, or alternatively, the conduit 39 may 
simply by virtue of its length from the junction With conduit 
48 to the sensor 36 serve to diminish the ?ux of the sampled 
scrubbed gas to an appropriate level. 

Thus, the main ?oW of scrubbed gas from the scrubber 
vessel may be substantial, e.g., 40 liters per minute or more, 
and such gas ?oW Would if directly contacted With the sensor 
coating rapidly deplete the coating even at loW trace levels 
of the impurity, due to the cumulative large volume Which 
Would be experienced by the coating. 

Accordingly, it is desired in the practice of the present 
invention to restrict the ?ux of the sampled gas stream to the 
sensor such that the coated pieZoelectric crystal exhibits a 
frequency response rate to the trace ?uid component in the 
range of from about 0.001 to about 1000 HertZ/min/(part 
per-million of the ?uid component), preferably in the range 
of from about 0.01 to about 100 HertZ/min/(part-per-million 
of the ?uid component), more preferably in the range of 
from about 0.1 to about 50 HertZ/min/(part-per-million of 
the ?uid component), and most preferably in the range of 
from about 0.5 to about 10 HertZ/min/(part-per-million of 
the ?uid component). Such arrangement may as previously 
described entail the sampling by the coated pieZoelectric 
crystal of a slip-stream or side-stream of a main ?oW of 
process ?uid, or the restricted access of the main ?oW of 
?uid to the coated pieZoelectric crystal. 
The sampled gas stream after contact With the coating on 

the piezoelectric sensor is discharged from the sensor 36 in 
line 44, from Which the sampled gas may be recycled to the 
main gas stream, or otherWise disposed of in the process 
facility. 
As shoWn in FIG. 2, the pieZoelectric sensor 36 compris 

ing coated crystal 38 is operatively coupled, e.g., by signal 
transmission lines 40 and 41 to electronics module 42. 
The electronics module includes suitable output means, 

e.g., comprising a liquid crystal display (not shoWn), Which 
may numerically display a concentration value or other 
information for the impurity gas being monitored. 
Alternatively, the output means may provide a calorimetric 
display, e.g., With red indicating a haZardous or dangerously 
high concentration of the gas component of interest, yelloW 
indicating a tolerable but high concentration of the gas 
component, and green indicating that the gas component 
concentration is Within acceptable concentration limits. As 
still other alternatives, the output means may comprise a 
audible alarm, other visual display (e.g., a ?ashing light), or 
any other suitable output means. 
The electronics module 42 is constructed and arranged for 

(i) sampling the output resonant frequency of the pieZoelec 
tric crystal While the oscillating electric ?eld is applied 
thereto, (ii) determining the change in resonant frequency 
from the fundamental resonant frequency that occurs on 
formation of the solid interaction product When the sensor 
material interacts With the trace ?uid component in the 
sampled ?uid stream, and (iii) generating an output indica 
tive of the presence of the trace ?uid component in the ?uid 
stream, With the coated pieZoelectric crystal exhibiting a 
frequency response rate to the trace ?uid component in the 
range of from about 0.001 to about 1000 HertZ/min/(part 
per-million of the ?uid component). 

FIG. 3 shoWs an exploded vieW of a sensor assembly 
according to another embodiment of the invention, compris 
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ing the sensor element 150 and the housing 160. The sensor 
element 150 comprises the piezoelectric crystal 154 Which is 
coated With a suitable material interacting With the ?uid 
component of interest to yield an interaction product of 
differing mass characteristic than the original coating mate 
rial. The coated crystal is mounted on the plug member 152, 
With the respective leads of the pieZoelectric crystal 154 
protruding exteriorly of the plug member When the plug 
member is engaged With the housing 160 With the coated 
crystal extending into the cavity 162. 

The housing 160 features an opening 164 by Which a gas 
can be ?oWed into the cavity 162 containing the sensor 
element 150. Although not shoWn in the front perspective 
vieW of FIG. 3, the housing 160 has another opening therein, 
opposite opening 164 and in register With such opening, for 
discharge from the housing of the gas ?oWed past the coated 
pieZoelectric crystal. 

The leads 156 and 158 of the sensor element may be 
coupled in circuit relationship to suitable electronics means 
shoWn schematically as electronics module 166 in FIG. 3, by 
Which the presence and concentration of the gas impurity 
species can be detected. The electronics module 166 is 
coupled to the sensor element leads 156 and 158 by Wires 
163 and 165, respectively. 

Electronics module 166 provides the functions of sampling the output resonant frequency of the pieZoelectric 

crystal While the oscillating electric ?eld is applied thereto, 
(ii) determining the change in resonant frequency from the 
fundamental resonant frequency incident to the formation of 
the solid interaction product When the sensor material inter 
acts With the trace ?uid component in the ?uid being 
monitored, and (iii) generating an output indicative of the 
presence of the trace ?uid component in such ?uid. 

In a speci?c embodiment of the sensor assembly shoWn in 
FIG. 3, the housing 160 may comprise an aluminum housing 
Which has the cavity 162 machined into it for insertion of the 
sensor element, as Well as tWo feedthrough (W‘ NPT) 
openings (opening 162 and the opposite opening not shoWn 
in FIG. 3) for the gas to ?oW through the sensor. In the body 
of this housing is the ?oW restricting ori?ce. This 1A“ 
aluminum housing ?ts directly on the scrubber vessel and 
the front end driver electronics are plugged directly onto the 
legs (leads 156 and 158) of the sensor assembly. The 
resulting assembly may be coupled to a sensor tube of the 
scrubber vessel, or otherWise joined in ?oW sensing com 
munication With the scrubber vessel or scrubber bed therein. 

FIG. 4 is an exploded perspective vieW of another sensor 
assembly according to the present invention, comprising the 
sensor element 180 and the receiving ?tting 190. The sensor 
element 180 comprises the pieZoelectric crystal 182 Which is 
coated With a suitable material interacting With the ?uid 
component of interest to yield an interaction product of 
differing mass characteristic than the original coating mate 
rial. The coated crystal is mounted on the plug member 184, 
With the respective leads 186 and 188 of the pieZoelectric 
crystal protruding exteriorly of the plug member When the 
plug member is engaged With the receiving ?tting 190 With 
the coated crystal extending into the cavity 192. 

In a speci?c embodiment, the receiving ?tting comprises 
a KF25 blank Which Will ?t into a KF25 tee having a ?oW 
restricting ori?ce in the same leg as the sensor. The elec 
tronics associated With the sensor element plug directly into 
the legs of the sensor unit (leads 186 and 188). 

It Will be appreciated that the sensor device of the 
invention may assume a Wide variety of conformations and 
arrangements in the broad practice of the invention, consis 
tent With the speci?c end use of the sensor device, and the 
nature and extent of the output function thereof. 
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FIG. 5 is a graph of frequency as a function of time, 

shoWing the frequency response of a Zn electrode pieZo 
electric crystal sensor according to an illustrative embodi 
ment of the invention, in exposure to HCl. The slope of the 
line in this plot determines the frequency change expected 
over time at 5 ppm HCl, 2500 ppm HCl, and 50 sccm HCl. 
This number is 6.9 HZ/min. To put this number in 
perspective, if sampling Were carried out for 10 min. the 
expected frequency change Would be z70HZ, and the signal 
to noise (S/N) ratio is 35. Such frequency change is easily 
detected With the system of the present invention. 

FIG. 6 is a graph of frequency as a function of time, 
shoWing the frequency response of a silver (Ag) electrode 
pieZoelectric crystal sensor according to an illustrative 
embodiment of the invention, in exposure to HCl. The 
frequency response over this interval, 0.025 HZ/min, is 
much smaller than that obtained With the Zn electrode (see 
FIG. 5), and corresponds to a 0.2 HZ change at a ten minute 
sampling period. In general, the Ag electrode sensor is much 
less sensitive than the Zinc electrode, as predicted herein 
above. 

FIG. 7 is a graph of frequency as a function of Water 
concentration, in ppm, shoWing the frequency response of a 
Zinc electrode pieZoelectric crystal sensor according to an 
illustrative embodiment of the invention. The effect of Water 
on the Zinc sensor coating Was determined by examining the 
frequency change over time With variation in Water 
concentration, and With the Water dependence curve deter 
mined With BCl3. This ?gure shoWs that Water is a catalyst 
in the corrosion reaction and that it accelerates the reaction 
to a point. At a maximum Water concentration the rate of the 
reaction is constant. The Water concentration at Which the 
rate is constant is approximately 3000 ppm. 

In relation to the previously discussed algorithm for 
frequency change With time, the analysis can be simpli?ed 
for applications such as end point monitoring of scrubber 
beds (to determine breakthrough) by assuming that the Water 
term is constant and therefore can be dropped from the 
equation. The pressure and temperature expressions can also 
be removed because they are very small relative in magni 
tude to the ?oW and chloride concentration values. In other 
applications Where accuracy is more important these terms 
are retained in the equation. 
The ?rst order ?oW rate dependance of the endpoint 

sensor of the invention in application to HCl sensing Was 
determined by the variation of ?oW at constant Water, 
temperature, pressure and HCl concentration. The resulting 
data are re?ected in the graph of FIG. 8, shoWing Zinc 
electrode coated pieZoelectric crystal sensor frequency 
response as a function of ?oW in standard cubic feet of gas 
per minute (seem), With varied ?oW at 5 ppm HCl and 2500 
ppm Water. From this data it is seen that as the ?oW doubles 
the frequency response rate of change, dHZ/dt, doubles as 
Well, indicative of a ?rst order dependance relationship. 

FIG. 9 is a graph of dHZ/dt, the rate of frequency change, 
as a function of chloride concentration, for a Zn electrode 
sensor device representative of the scrubber sensor of the 
present invention. FIG. 9 shoWs this data (dHZ/dt vs HCl 
concentration) at constant ?oW, temperature and pressure, at 
50 sccm at 2500 ppm Water conditions. 

FIG. 10 is a graph of frequency as a function of time, 
shoWing the response characteristics of a sensor represen 
tative of the present invention, and the response character 
istics of an MDA sensor, With boron trichloride (BCl3). The 
data shoW that the sensor of the present invention has similar 
response times as the MDA sensor. 
The response of the pieZoelectric crystal sensor of the 

invention is proportional to the ?oW rate. In a high ?oW 
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regime (e.g., in the range of 5 to 100 lpm) a How restricting 
ori?ce may be present to extend the life of the crystal and to 
control its response. FIG. 11 is a graph of the frequency 
response (change of frequency per unit time per ppm of 
HCl), as a function of How rate of gas in liters per minute 
(lpm). This graph shoWs the frequency response of a Zn 
electrode pieZoelectric crystal sensor to HCl at different ?oW 
rates When utiliZing a How restricting ori?ce With an inside 
diameter of 5/16 inch. 

FIG. 12 is a graph of the rate of change of frequency per 
unit of trace impurity, as a function of the How rate of the 
?uid stream containing such impurity, for a Zn electrode 
pieZoelectric sensor according to one embodiment of the 
invention, in Which a 5/16 inch ?oW restricting ori?ce is 
employed to restrict the How of the impurity (HCl) 
containing ?uid to the sensor. As shoWn by this graph, the 
How restriction afforded by the ori?ce is suf?cient to accom 
modate a 40 liter per minute How of HCl-containing gas, 
restricting the ?uX at the Zn coating on the pieZoelectric 
crystal so that the frequency/minute/ppm of HCl is in the 
range of 4.8 to 6.4, thereby providing eXcellent dynamic 
frequency response characteristics consistent With superior 
operating life of the sensor. 

The foregoing data and eXamples shoW that the pieZo 
electric crystal sensor of the invention provides an effective 
and simple means and method for determining the presence 
of a dilute or trace component in a gas. The invention 
contemplates the provision on a pieZoelectric crystal sub 
strate of a reactive coating Which posesses high sensitivity 
and selectivity for a Wide variety of gas species, e.g., 
chlorides, ?uorides, hydrides, etc. 

While the invention has been described herein With ref 
erence to speci?c aspects, features, and embodiments, it Will 
be apparent that other variations, modi?cations, and embodi 
ments are possible, and all such variations, modi?cations, 
and embodiments therefore are to be regarded as being 
Within the spirit and scope of the invention. 
What is claimed is: 
1. A single pieZoelectric crystal sensor assembly for 

detecting a trace gaseous component in a gaseous 
environment, comprising: 

a. a coated pieZoelectric crystal sensor for emitting a 
resonant frequency, said sensor comprising: 
a pieZoelectric crystal having a fundamental resonant 

frequency in response to an applied oscillating elec 
tric ?eld; 

a coating on the pieZoelectric crystal comprising a 
sensor material Which undergoes an irreversible 
chemical reaction With the trace gaseous component 
to yield a solid reaction product of changed mass in 
relation to the initial mass of the sensor material; 

b. means for applying an oscillating electric ?eld to the 
coated pieZoelectric crystal sensor to cause the sensor 
to emit an output resonant frequency; 

c. means for sampling the output resonant frequency 
emitted by the coated pieZoelectric crystal sensor; 

d. means for determining the rate of change of the output 
resonant frequency during formation of the solid reac 
tion product; 

. means for generating an output indicative of the pres 
ence of the trace gaseous component in the gaseous 
environment; and 

. means for ?oWing ?uid from the gaseous environment 
to the coated pieZoelectric crystal sensor so that the 
trace gaseous component When present reacts With the 
coating to form the solid reaction product; 
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Wherein said means (d) and (e) comprise computational 

means for determining said calculated concentration 
of said trace ?uid component in the ?uid 
environment, in accordance With the algorithm: 

Wherein: 
dF/dt is the time-variant differential rate of change of 

frequency from the fundamental resonant fre 
quency of the pieZoelectric crystal coated With the 
sensor material; 

6 is a proportionality constant; 
[Ci] is the concentration of the trace ?uid compo 

nent; and 
Q is the volumetric ?oW rate of the ?uid of the ?uid 

environment; and 
Wherein the coated pieZoelectric crystal sensor exhibits 

an output resonant frequency response rate to the 
trace gaseous component in the range of from about 
0.001 to about 1000 milliHertZ/min/(part-per-million 
of the gaseous component). 

2. A sensor assembly according to claim 1, Wherein the 
pieZoelectric crystal comprises a pieZoelectric silica crystal. 

3. A sensor assembly according to claim 1, Wherein the 
coated pieZoelectric crystal sensor eXhibits an output reso 
nant frequency response rate to the trace gaseous component 
in the range of from about 0.01 to about 100 milliHertZ/ 
min/(part-per-million of the gaseous component). 

4. A sensor assembly according to claim 1, Wherein the 
coated pieZoelectric crystal sensor eXhibits an output reso 
nant frequency response rate to the trace ?uid component in 
the range of from about 0.5 to about 10 milliHertZ/min/ 
(part-per-million of the gaseous component). 

5. A sensor assembly according to claim 1, Wherein the 
pieZoelectric crystal has a fundamental resonant frequency 
in the range of from 1 MegaherZ to 10 MegaherZ. 

6. A sensor assembly according to claim 1, Wherein the 
means for sampling the output resonant frequency of the 
coated pieZoelectric crystal sensor, (ii) determining the 
change in resonant frequency over time from the fundamen 
tal resonant frequency that occurs on formation of the solid 
reaction product and (iii) generating an output indicative of 
the presence of the trace gaseous component in the gaseous 
environment, comprise a circuit including therein a cascaded 
array of frequency counters. 

7. A sensor assembly according to claim 1, Wherein said 
output indicative of the presence of the trace gaseous 
component in said gaseous environment, comprises a cal 
culated concentration of said trace gaseous component in 
said environment. 

8. A sensor assembly according to claim 1, further com 
prising a How passage accommodating ?oW therethrough of 
gaseous of the gaseous environment, and having a diffu 
sional ?oW restrictor in the passage, arranged in relation to 
the sensor material to permit substantially only diffusional 
?oW from the How passage through the diffusional ?oW 
restrictor to the coated pieZoelectric crystal sensor, said 
diffusional ?oW restrictor additionally being constructed and 
arranged to prevent particulate solids in the gaseous envi 
ronment from contacting the sensor material. 

9. A sensor assembly according to claim 1, further com 
prising means for removing from the gaseous environment, 
before its contacting With the coated pieZoelectric crystal 
sensor, substantially all coated pieZoelectric crystal sensor 
interactive components other than said trace gaseous com 
ponent. 

10. A sensor assembly according to claim 9, Wherein the 
coated pieZoelectric crystal sensor-interactive components 
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removing means comprises a chemisorbent medium having 
sorptive af?nity for said coated piezoelectric crystal sensor 
interactive components other than said trace gaseous com 
ponent. 

11. A sensor assembly according to claim 1, Wherein the 
sensor material comprises a thin ?lm metal. 

12. Asensor assembly according to claim 11, Wherein the 
thin ?lm metal is selected from the group consisting of 
copper, Zinc, silver, aluminum and chromium. 

13. A sensor assembly according to claim 1, Wherein said 
means for carrying out functions b, c and d, are constructed 
and arranged to provide (A) an output gas alarm condition 
indicative of breakthrough of the trace gaseous component, 
and (B) an output system fault condition indicative of a 
continuing leak of the trace gaseous component When the 
trace gaseous component has consumed a signi?cant portion 
of the coating material. 

14. A sensor assembly according to claim 1, constructed 
and arranged to measure the differential frequency rate of 
change, dF/dt, and the change in frequency from the start of 
the life of the coated pieZoelectric crystal sensor, Whereby if 
a large dF/dt is measured, such measurement indicates the 
occurrence of breakthrough of impurity from the scrubber 
bed, and if no large dF/dt is measured but sensor response 
has damped out from Weight gain incident to leakage trace 
impurity reacting With the coating material sloWly over a 
period of time, such response damping indicates that the 
sensor material has been consumed Without trace impurity 
breakthrough. 

15. A gas scrubbing assembly for processing of impurity 
containing gas, comprising: 

a. a scrubber vessel containing a dry scrubber composi 
tion having sorptive af?nity for impurity in said 
impurity-containing gas; 

b. means for introducing impurity-containing gas to the 
scrubber vessel for contacting With the dry scrubber 
composition therein to remove impurity from the 
impurity-containing gas, and yield treated gas; 

c. means for discharging treated gas from the scrubber 
vessel; 

d. a coated pieZoelectric crystal sensor for detecting 
impurity in the treated gas, said sensor comprising: 
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(i) a pieZoelectric crystal having a fundamental reso 

nant frequency in response to an applied oscillating 
electric ?eld; 

(ii) a coating on the pieZoelectric crystal of a sensor 
material Which undergoes a chemical reaction With 
the impurity to yield a solid reaction product of 
changed mass in relation to mass of the unreacted 
sensor material and Wherein the Keq of the chemical 
reaction betWeen the sensor material and the trace 
?uid component is greater than about 106; 

. means for applying an oscillating electric ?eld to the 
coated pieZoelectric crystal sensor to generate an output 
resonant frequency therefrom; 
means for sampling the output resonant frequency of the 
coated pieZoelectric crystal sensor While said oscillat 
ing electric ?eld is applied thereto; 
means for determining the rate of change of resonant 
frequency during formation of said solid reaction prod 
uct; and 

. means for generating an output indicative of the pres 
ence of the impurity in said treated gas; and 

. means for ?oWing at least a portion of the treated gas to 
the sensor for determining, by said output indicative of 
the presence of impurity, When breakthrough of impu 
rity has occurred in the dry scrubber composition in 
said vessel; 
Wherein said means g. and h. comprise computational 

means for determining said calculated concentration 
of said impurity in said treated gas, in accordance 
With the algorithm: 

Wherein: 
dF/dt is the time-variant differential rate of change of 

frequency from the fundamental resonant fre 
quency of the pieZoelectric crystal coated With the 
sensor material; 

6 is a proportionality constant; 
[Ci] is the concentration of the impurity; and 
Q is the volumetric ?oW rate of the treated gas. 
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